glovebox and injected into the autoclave under a slight flow of argon. The autoclave was then purged 23 three times with H 2 gas before the final pressure was adjusted to the specified value and the reaction 24 was carried for the stated time. Afterwards, the hydrogen gas was released, the vial was taken out of 25 the autoclave and the solution was filtered over aluminum oxide. The solvent was then slowly removed 26 under reduced pressure. The residue was analyzed by 1 H NMR and yields were determined by 27 integration of the spectra after addition of mesitylene (2.0 mmol) as internal standard or by 19 F NMR 28 spectroscopy. 29
Synthesis 30

cis-[Mn(PNP
CH2 -iPr)(CO) 2 H] (Mn3). To a suspension of cis-[Mn(PNP
CH2
-iPr)(CO) 2 Br] (3) (212 mg, 31 0.40 mmol) in toluene (15 mL), a 1 M THF-solution of Na [HBEt 3 ] (0.4 mL, 0.4 mmol) is added at 0°C. 32
After gas evolution, the solution turns clear and is stirred for 1h. The insoluble solids are removed by 33 filtration over celite. The solvent is then removed under reduced pressure and the colorless product 34 was washed with cold n-pentane (20 mL). The pale solid is dried under reduced pressure to obtain an 35 off-white powder. Yield: 160 mg (90 %). Anal. Calcd. for C 21 H 36 MnNO 2 P 2 (451.40). C, 55.88; H, 8.04; 36 N, 3.10. Found: C, 55.90; H, 8.06; N, 3.10 were measured in a stream of nitrogen at T = 100 K on a Bruker APEX-II diffractometer 15 with Mo-Kα 6 radiation. After integration of the data with the program SAINT, an absorption correction based on the 7 semi-empirical "multi-scan" approach was performed with the SADABS program. 15 The crystal 8 structure was solved using the dual space approach implemented in SHELXT 16 and was refined 9 against F 2 using the Jana2006 software package. 17 The H atoms connected to C atoms were placed 10 geometrically and refined in the riding model approximation. Amine-H atoms were located in difference 11
Fourier maps and the N-H distances restrained to 0.870(1) Å. The hydride was likewise located in 12 difference Fourier maps and refined without constraints, using the atomic form factor for H -. All non-13 hydrogen atoms were refined anisotropically. Molecular graphics were generated with the program 14 MERCURY.
18 Crystal data and experimental details are given in Table S1 . 15 S6 
